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(57)Abstract: 

PROBLEM TO BE SOLVED: To provide an apparatus 
for drying a wet membrane formed of a plurality of fiber 
bundles at a time by means of micro-wave irradiation, 
capable of uniformly drying all the bundles. 
SOLUTION: This apparatus for drying the hollow fiber 
membrane is characterized by comprising, in a vessel a 
means of micro-wave irradiation, a means to carry the 
bundles fixed thereon into or out of the vessel, and a 
means to pass a liquid having a dielectric loss coefficient 
of 1 to 50 therethrough. 
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1 .This document has been translated by computer. So the translation may not reflect the original 
precisely. 

2.**** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



DETAILED DESCRIPTION 



[Detailed Description of the Invention] 

[0001] 

[Field of the Invention] This invention relates to the dryer of a hollow fiber. More, this invention 
is equipment for drying the humid fihn ****(ed) in the shape of a thread by microwave exposure 
at two or more bundle coincidence, and relates to the dryer aiming at preventing the poor engine 
performance of some [ by the local temperature rise in an irradiation reactor ] threads, and drying 
all threads to homogeneity at a detail. 
[0002] 

[Description of the Prior Art] The technique of using the film which has alternative permeability 
progresses splendidly in recent years, and utilization in extensive fields, such as a separation 
filter of a gas or a liquid, hemodialyzer in the medical field, a hemofiltration machine, and a 
constituent-of-blood selection separation filter, is progressing until now. As an ingredient of this 
film, polymers, such as cellulose systems (a regenerated-cellulose system, a cellulose acetate 
system, chemistry denaturation cellulose system, etc.), a polyacrylonitrile system, a 
polymethylmethacrylate system, a polysulfone system, a polyethylene vinyl alcohol system, and 
a polyamide system, have been used. Among these, since haemocompatibility of a polysulfone 
system polymer improves by in addition to the thermal stability, acid-proof, and alkaU resistance 
adding a hydrophilization agent to a film production undiluted solution, and producing a film to 
it, it was observed as a semipermeable membrane material and research has been advanced. 
[0003] On the other hand, in order to paste up the film and to produce a module, it is necessary to 
dry the film but, and if the porous film which consists of an organic macromolecule, the 
permeable membrane which consists of hydrophobic polymers, such as a polysulfone system, 
especially, and ultrafiltration membrane are dried after film production, it is known that the 
amount of water penetration will fall remarkably compared with desiccation before. Therefore, 
the film always needed to be dealt with in the damp or wet condition and the condition of having 
made water immersed. 

[0004] The approach taken from the former as this cure was putting low volatility organic 
liquids, such as a glycerol, in the hole part in the porous film after film production and before 
desiccation. However, since hyperviscosity [ a low volatility organic liquid ] generally, although 
washing removal took time amount, module molding of the fihn was carried out and after 
washing was a minute amount, the problem was to see the effluent of the low volatility organic 
liquid origin etc. in module mounting fluid (various derivatives which reacted chemically with 
the low volatility organic liquid, and were generated). 

[0005] Although the method of using the mineral salt of a calcium chloride etc. instead of a low 
volatiHty organic liquid is shown in JP,6-277470,A as an approach of drying without using a low 
volatility organic liquid, there is no change in the need of carrying out washing removal. 
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Moreover, though it is a minute amount, it is apprehensive about the bad influence which the 
mineral salt which remained has on a dialysis patient. 

[0006] Moreover, the manufacture approach of the hollow fiber which irradiates microwave is 
shown in JP,1 1-332980,A as the membranous desiccation approach, performing moist heat 
treatment by the steam to a hollow fiber. However, since steam treatment is carried out in order 
to prevent deformation of the film, though it is desiccation, there is a fault which lengthens the 
drying time, and further, since it is the desiccation after making low volatility organic liquids, 
such as a glycerol, adhere, the purpose of reducing the effluent fi*om the film is not attained. 
[0007] The hydrophilization film containing the polyvinyl pyrrolidone which carried out 
desiccation processing to JP,8-52331,A and JP,8-9668,B, without using a low volatility organic 
liquid is indicated. Although the engine performance which separates a plasma component from 
blood is indicated by these, since plasma protein penetrates, it turns out that it is not effective as 
permeable membrane. Moreover, since the polyvinyl pyrrolidone is dried at the temperature 
decomposed and denatured, in the purpose of reducing the effluent from the film, it is the process 
which is not very desirable. 

[0008] Moreover, the hollow fiber to which blood made abundance of the polyvinyl pyrrolidone 
in the film internal surface which contacts directly about 20 - 50% is indicated by JP,6- 
296686,A. This shows the humid film for mainly lessening affixes, such as blood protein and a 
platelet. Therefore, although it is shown that aging of a filtrate rate cannot happen easily since 
blood protein cannot adhere easily, there is no publication about dialysis engine performance, 
like the permeability of albumin is low. 

[0009] this invention person proposed and did patent application of the approach of drying the 
humid film which has the specific engine performance, without sinking in low volatility organic 
liquids, such as a glycerol, and manufacturing the highly efficient blood purification film 
(application for patent No. 22246 [ 2001 to ]). However, when it was made the shape of a thread 
as a result of a subsequent examination and dried, it became clear by the core of a thread, and the 
film of the periphery section that some engine-performance difference arises. 
[0010] Then, this invention person proposed and did patent application of the approach of 
manufacturing the blood purification film which has improved the engine-performance 
difference in a thread (an application for patent No. 309673 [ 2001 to ], an application for patent 
No. 309674 [ 2001 to ], appHcation for patent No. 309675 [ 2001 to ]). However, in order to dry 
two or more threads to coincidence, when microwave irradiation equipment (irradiation reactor) 
was scaled up as a result of the further examination of this invention persons' after that, also by 
these approaches, the local temperature rise of a thread happened and it became clear that some 
threads become poor [ the engine performance ]. 
[0011] 

[Problem(s) to be Solved by the Invention] The technical problem of this invention is the dryer 
of the hollow fiber for drying the humid film ****(ed) in the shape of a thread to two or more 
coincidence by microwave exposure, and is to offer the dryer aiming at preventing the poor 
engine performance of some [ by the local temperature rise in an irradiation reactor ] threads, and 
drying all threads to homogeneity. 
[0012] 

[Means for Solving the Problem] There was no desiccation film for blood purification which has 
the dialysis engine performance dried without using the pit hold-back agent leading to the 
effluent from a module like the above to this invention person's etc. application invention 
(application for patent No. 22246 [ 2001 to ]). When the cause was dried without using a pit 
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hold-back agent, the damp or wet condition was becoming completely different film of the low 
engine performance. Then, this invention person etc. produces beforehand the humid film which 
has the specific engine performance which is a diameter of an osculum in the amount of high 
water penetration rather than the target engine performance by application in the first half There 
is nothing to the former of manufacturing the film which is made dried and contracting this and 
has the dialysis engine performance of a target. As a result of advancing research wholeheartedly 
based on the way of thinking that nobody thought of, there were very few effluents and the 
approach of obtaining the film which has the dialysis engine performance adhesion of blood 
protein and a platelet excelled [ engine performance ] in little permselectivity was offered. 
[0013] Then, when research was advanced further, this invention persons discovered that 
dispersion arose in the amount of water penetration, or penetrable ability by the core of a thread, 
and the film of the periphery section, when manufacturing the blood purification fibn by the 
approach of an application for patent No. 22246 [ 2001 to ], and the humid film was made into 
the shape of a thread and it dried. Then, in order to abolish dispersion, as a result of inquiring 
wholeheartedly, with devising a desiccation process, it found out that dispersion was suppressed 
and it newly carried out patent application (an appHcation for patent No. 309673 [ 2001 to ], an 
application for patent No. 309674 [ 2001 to ], application for patent No. 309675 [ 2001 to ]). 
[0014] However, in order to dry two or more threads to coincidence, as a result of scaling up 
microwave irradiation equipment as a result of a subsequent examination, the thread which 
becomes poor [ the engine performance ] was generated. Although a cause is not clear, when the 
metal member which constitutes the tray used since a thread is fixed by the scale-up heats and 
discharges, it is guessed that some threads in an irradiation reactor carry out a temperature rise 
quickly, and it becomes poor [ the engine performance ]. It is difficult to produce only with 
plastics, without using a metal, since a tray is used also for receipts and payments of the thread 
into an irradiation reactor in order for a mechanical strength to fall. Then, in order to prevent 
heating and discharge of a metal member, as a result of inquiring wholeheartedly, it results in 
header this invention that some local temperature rises of a thread can be suppressed by passing 
the fluid (liquid) from which microwave [ surplus / except being used for vibration (heating of a 
water molecule) of the water molecule in a thread ] is removed efficientiy in an irradiation 
reactor especially on the outskirts of a metal member or the outskirts of it. 
[0015] This invention is equipment for drying the humid fihn ****(ed) in the shape of (1) thread. 
In a container Namely, a microwave exposure means. The dryer of the hollow fiber characterized 
by having a means to fix, and to carry in and take out the humid fihn ****(ed) in the shape of a 
thread, and a means to pass in a container the liquid whose dielectric loss multipliers are 1-50, 
(2) Equipment of the above-mentioned (1) publication characterized by having piping for passing 
the liquid whose dielectric loss multipliers are 1-50 around the metal part in a container, or a 
metal part, (3) The above (1) characterized by two or more means to irradiate microwave 
existing, or a manufacturing installation given in (2), (4) The means used in order to fix and take 
the manufacturing installation given in either of - (3) and (1) (5) thread which are characterized 
by having a means to ventilate to a thread in and out is fixed. A manufacturing installation given 
in either of (1) - (4) characterized by having the means furthermore rotated, (6) A manufacturing 
installation given in either of (1) - (5) characterized by having the function in which a container 
intercepts microwave, (7) A manufacturing installation given in either of (1) - (6) characterized 
by having the function which a container keeps the temperature of the gas in a container 
constant, (8) A manufacturing installation given in either of (1) - (7) characterized by having the 
function in which a container circulates through the gas in a container, (9) It is related with 
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equipment a manufacturing installation given in either of - (8), and given in either of above- 
mentioned (1) - (9) whose (1) (10) hollow fiber to which a container is characterized by having 
the function to replace the gas in a container with an extemal gas is hollow filament-like blood 
purification film. 
[0016] 

[Embodiment of the Invention] Although this invention is not necessarily restricted to the dryer 
of the hollow filament-like blood purification film, below, it explains the dryer of the hollow 
filament-like blood purification film (only henceforth the "fibn" or the "hollow filament-like 
film") of this invention. Although it is desirable that a pit hold-back agent is not included as for 
the hollow filament-like blood purification film manufactured using the dryer of this invention, it 
is not necessarily restricted to it. 

[001 7] Below, the manufacture approach of the hollow filament-like blood purification film 
dried using the dryer of this invention is explained first. The manufacture approach of the hollow 
filament-like blood purification film of this invention manufactures the humid film of a big 
aperture beforehand in the amount of high water penetration, and has the description to make it 
dry without infiltrating a pit hold-back agent after desolventization. 

[0018] Usually, it is classified into the inorganic substance with which the pit hold-back agent 
used in case the hollow filament-like blood purification film is manufactured is anxious about the 
toxicity to the organic substance and the body which have viscosity. Since the pit hold-back 
agent which consists of the organic substance which has viscosity has high viscosity and it is 
difficult to carry out washing removal completely, it can change with the cause which remains in 
the film, is made to increase the elution volume fi-om the film, reacts chemically with the pit 
hold-back agent which remained fiirther, and produces deleterious material. On the other hand, 
since it remains in a minute amount also in the pit hold-back agent which consists of an 
inorganic substance, it is apprehensive about the bad influence which it has on a dialysis patient. 
[0019] The pit hold-back agent as used in the field of this invention is matter put in the hole part 
in the fihn in the manufacttire process before drying in order to prevent the degradation at the 
time of desiccation. It is possible by immersing the humid film in the solution containing a pit 
hold-back agent to put this hold-back agent in the hole part in the film. If even washing and 
removal carry out a pit hold-back agent also even for after desiccation, it is possible to hold 
engine performance, such as the amount of water penetration equivalent to the humid film and 
rejection, according to the effectiveness of a pit hold-back agent. 

[0020] As a pit hold-back agent, the mineral salt of organic compounds, such as ethylene glycol, 
propylene glycol, a trimethylene glycol, 1, 2-butylene glycol, 1, 3-butylene glycol, and a sucrose 
fatty acid ester, and a calcium chloride, a sodium carbonate, sodium acetate, magnesium sulfate, 
a sodium sulfate, a zinc chloride, etc. can be mentioned. 

[0021] Moreover, in this invention, the amounts of water penetration are 100mL(s) / (m2 and hr- 
mmHg) above in the amount of high water penetration, and the humid film of a big aperture 
means the humid film which the transmission of the polyvinyl pyrrolidone of weight average 
molecular weight 40,000 exceeds 75%, and has the engine performance whose transmission of 
the albumin in a cow plasma system is 0.3% or more. 

[0022] The permeability of cow plasma albumin can be measured by the following approaches. 
First, 100 hollow filament-like film with a die length of 20cm is bundled, and a small module is 
produced. The heparinize cow plasma (heparin 5000 lU/I, protein concentration 6.0 g/dL 
(deciliter)) warmed to this module at 37 degrees C is passed with the linear velocity of 
l.Ocm/second to a film intemal-surface side, a module enters, and an ultrafiltration is performed 
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for 30 minutes in mean-pressure SOmmHg of** and ****. It computes permeability by 
measuring measurement of the concentration of the obtained filtrate and former liquid on the 
wavelength of 280nm with an ultraviolet spectroscopy photometer, and substituting it for the 
following formula (1), 

Permeability (%) =(absorbance of filtrate) xlOO/(absorbance of former liquid) (1) 
[0023] The transmission of a polyvinyl pyrrolidone is called for by performing the same 
actuation as measurement of the transmission of cow plasma albumin except having used the 
water solution to filter as the phosphoric-acid buffer (0.15-mol [ // 1. ], pH7.4) water solution of 
3% of the weight of a polyvinyl pyrrolidone (BASF A.G. make K30, weight average molecular 
weight 40,000), and the module having entered and having set the mean pressure of** and **** 
to 200mmHg(s). 

[0024] After the humid film of a big aperture making a polysulfone system polymer (only 
henceforth a "polymer"), a polyvinyl pyrrolidone, and the fibn production undiluted solution that 
consists of a solvent breathe out fi^om a double annular nozzle with internal liquid in the amount 
of high water penetration and passing an air gap, in the manufacture approach made to solidify 
by the coagulation bath, it can manufacture by using the water solution of the solvent of a 
polymer for internal liquid. 

[0025] Although internal liquid makes a membranous centrum and a membranous internal 
surface form, it turns out that the aperture of an internal surface becomes large in proportion to 
the solvent concentration in internal liquid. In this invention, since the permeable membrane of 
the engine performance of a target is obtained by carrying out drying shrinkage of the hxmiid 
film, compared with the time of manufacturing the humid film which has the target solvent 
concentration in intemal liquid dialysis-engine performance, it is necessary to make it high 
concentration. 

[0026] What has the repeat unit shovra by the following formula (2) or the formula (3) as a 
polysulfone system polymer used by this invention is mentioned. In addition, Ar in a formula 
shows the phenyl group of two permutations in the para position, and limits neither about 
polymerization degree nor especially molecular weight. 
-0-Ar.G(CH3)2-Ar-0-Ar-S02-Ar- (2) 
-0-Ar-S02-Ar-(3) 

[0027] Since the hydrophilization effectiveness to the film is as high as the thing of the amount 
of macromolecules and little and as sufficient effectiveness as the thing of the amount of 
macromolecules can demonstrate a polyvinyl pyrrolidone, in this invention, a with a weight 
average molecular weight of 900,000 or more polyvinyl pyrrolidone is used. Although it is 
necessary to make a lot of polyvinyl pyrrolidones remain in the film in order to give the 
hydrophilization effectiveness to the fibn using the polyvinyl pyrrolidone which has weight 
average molecular weight smaller than 900,000 for this reason, the effluent fi*om the fihn will 
increase. Moreover, in order to lower an effluent conversely, when the amount of survival in the 
inside of the film of the polyvinyl pyrrolidone of weight average molecular weight smaller than 
900,000 was lessened, the hydrophilization effectiveness becomes inadequate and hemodialysis 
is performed as a result, the fall of filtration velocity with time is caused and sufficient 
effectiveness cannot be demonstrated. 

[0028] Moreover, both the solvents used for the dissolution of a polysulfone system polymer and 
a polyvinyl pyrrolidone dissolve both these, and are a N-methyl-2-pyrrolidone, N.N- 
dimethylformamide, N,N-dimethylacetamide, etc. 

[0029] Especially if the polymer concentration in a film production undiluted solution is the 
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range of concentration where the film which could produce the film and was obtained has the 
engine performance as film, it will not be restricted, but it is 10 - 30 % of the weight preferably 
five to 35% of the weight. In order to attain permeable high ability, the lower one of polymer 
concentration is good, and its 10 - 25 % of the weight is desirable. 

[0030] A still more important thing is the addition of a polyvinyl pyrrolidone, and the mixing 
ratio of the polyvinyl pyrrolidone to a polymer is 20 - 27 % of the weight still more preferably . 
ten to 27% of the weight preferably 27 or less % of the weight. It is difficult to be in the. 
inclination whose elution volume increases, when the mixing ratio of the polyvinyl pyrrolidone 
to a polymer exceeds 27 % of the weight, and to obtain the film of sponge structure, since the 
viscosity of a film production undiluted solution is low at less than 10 % of the weight. 
Moreover, what is necessary is it to be also possible for to add the 4th component, such as water 
and a poor solvent, in order to control undiluted solution viscosity and a dissolution condition, 
and for combination just to perform the class and an addition at any time. 
[0031] Water is desirable although the liquid which does not dissolve polymers, such as aliphatic 
hydrocarbon, such as alcohols; ether;n-hexanes, such as a water; methanol and ethanol, and n- 
heptane, for example is used as a coagulation bath. Moreover, it is also possible to control a 
coagulation rate by adding a little the solvent which dissolves a polymer in a coagulation bath. - 
30-90 degrees C of 0-90 degrees C of temperature of a coagulation bath are 0-80 degrees C still 
more preferably preferably. The temperature of a coagulation bath exceeds 90 degrees C, or the 
surface state of the hollow filament-like film in a coagulation bath cannot be easily stabiUzed as 
it is less than -30 degrees C. 

[0032] Desiccation after desolventization washing is performed to the thread which is fiiUy 
carrying out humidity with the gestalt (it is only henceforth called a "thread") of the thread which 
bundled several hollow filament-like many fihn by carrying out a microwave exposure. 
However, since it is suitable for drying the thread of low water content to homogeneity more, in 
order to prevent deformation and melting of the fihn by fault heating, when the average water 
content of a thread becomes 50 - 70% more preferably 20 to 70%, it is desirable [ a microwave 
exposure ] to reduce the output of a microwave exposure. 

[0033] Furthermore, it is desirable that the difference of the water content of the fihn in the core 
and the periphery section of this thread in the time of the average water content of a thread 
becoming 50 - 70% preferably 20 to 70% is less than 5% in order to suppress dispersion in the 
engine performance. It is possible at the time of desiccation to make the difference of the water 
content of the film in the core and the periphery section of a thread less than 5% by ventilating in 
a thread. Here, the core of a thread means one sixth of the range of a diameter fi-om the central 
point in the circle configuration cross section of a thread. Moreover, the periphery section of a 
thread means one sixth of the range of a diameter fi-om a periphery in the circle configuration 
cross section of a thread. 

[0034] Moreover, since it is the same, it is desirable also about the thread at the time of 
desiccation initiation that the difference of the water content of the film in the core and the 
periphery section of a thread is less than 10%. If the thread after desolventization is left, since a 
difference will arise in the water content of the core of a thread, and the periphery section, it is 
possible by immersing a thread underwater again, just before going into a desiccation process to 
make the difference of the water content of a thread core and the periphery section less than 
10%. 

[0035] Here, water content means what is calculated by count by (4) types fi-om the weight (A 
(g)) of the thread before desiccation (or film), and the weight (B (g)) of a desiccation thread (or 
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film). 

Water content (%) =(A-B)xlOO/B (4) 

Furthermore, in order to abolish the difference of the rate of drying of the core of a thread, and 
the periphery section, it is desirable to ventilate in a thread the dehumidification gas of the 
temperature which does not exceed 40 degrees C. It means passing a wind between hollow 
filament-like film as ventilating in a thread. In this invention, ventilating a with a 40-degree-C or 
more temperature [ temperature 120 degrees C or less ] dehumidification gas in a thread means 
performing stoving to a thread at the same time it ventilates in a thread. 

[0036] In this invention, the microwave exposure to a thread is performed to two or more bundle 
coincidence in the sealed irradiation reactor (inside of a container). A thread is made to fix on the 
tray which consists of a metal member and a nonmetal (for example, plastics). Although 
vibration (heating of a water molecule) of the water molecule in a thread is made to consume 
microwave, excessive microwave causes heating and discharge of a metal member by one side. 
This heating and discharge cause the local temperature rise of a thread, and causes some poor 
engine performance of a thread. In order to lose the poor engine performance, in this invention, it 
made it possible to remove excessive microwave by passing in piping which installed the liquid 
with the high absorptive power of microwave in the irradiation reactor. 
[0037] As for the absorptive power of microwave, it is desirable to pour a liquid with a big 
dielectric loss multiplier, since it is proportional to the magnitude of a dielectric loss multiplier, 
and it is desirable that it is the liquid whose values of a dielectric loss multiplier are 1-50. The 
liquid with which a dielectric loss multiplier exceeds 50 preferably [ since the absorptive power 
of microwave is low at less than one ] is water of a supercooling condition etc., and is not 
practical. 

[0038] The dielectric loss multiplier in this invention means the product of the specific inductive 
capacity of the matter, and the value of a dielectric dissipation factor measured on the fi-equency 
of 2,450MHz (mega hertz). A dielectric loss multiplier as a liquid of 1-50 Alcohols; ethylene 
glycol, such as water; methyl alcohol and ethyl alcohol. Propylene glycol, a trimethylene glycol, 
1, 2-butylene glycol, 1, 3-butylene glycol, 2-butine -1, 4-diol, the 2-methyl -2, 4-PENTA diol, 2- 
ethyl -1, 3-hexandiol, a glycerol, tetraethylene glycol. Water is the most desirable although the 
glycol system or glycerol system compound of a polyethylene glycol 200, a polyethylene glycol 
300, and polyethylene-glycol 400 grade can be mentioned. 

[0039] In this invention, a waveguide means the source of an exposure of microwave. As for a 
waveguide, it is desirable to use more than one in proportion to the number of threads. Moreover, 
although the high thing of the output of microwave is desirable, an optimum value changes with 
the amounts and water content of the film to dry. 

[0040] Since a part of PVP in the fihn can be insolubilized in water by irradiating radiations, 
such as an electron ray and a gamma ray, at the film after desiccation, it is possible to reduce the 
elution volume from the film more. Whichever after a modularization of the exposure of a 
radiation is sufficient as a modularization fi-ont stirrup. Moreover, if all PVP in the film is 
insolubilized, while an elution volume can be reduced, it is not desirable fi-om a leuco PENIA 
symptom being observed at the time of dialysis. 

[0041] With PVP unnecessary in the water as used in the field of this invention, the meltable 
amount of PVP is deducted fi-om the total amount of PVP in the film in water. The total amount 
of PVP in the film is easily computable with the elemental analysis of nitrogen and sulfiir. 
Moreover, the amount of PVP meltable in water can be calculated by the following approaches. 
After dissolving the film completely by the N-methyl-2-pyrrolidone, water is added in the 
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obtained polymer solution and a polysulfone system polymer is settled completely. After putting 
this polymer solution furthermore, the quantum of meltable PVP can be carried out to water by 
carrying out the quantum of the amount of PVP in a supernatant with liquid chromatography. 
[0042] Especially the dryer of this invention is equipment suitable for drying the humid film 
which does not contain the pit hold-back agent ****(ed) in the shape of a thread to two or more 
coincidence, and the film obtained using this equipment It is the desiccation film which does not 
contain a pit hold-back agent. The permeability of the polyvinyl pyrrolidone of 10-l,OOOmL/(m2 
and hr-mmHg) and weight average molecular weight 40,000 at 75% or less [ the amount of water 
penetration of pure water ] And the transmission of the albumin in a cow plasma system is less 
than 0.3%, and it is the hollow filament-like blood purification fihn characterized by the 
variation in each engine performance being still smaller. 

[0043] Although the beta 2-microglobulin (molecular weight: 1 1,800) made into the causative 
agent for the improvement of dialysis amyloid condition of disease is made to fiiUy penetrate in 
the latest hemodialysis therapy, the film which has the fi-actionation nature which does not make 
most albumin (molecular weight: 67,000) penetrate is called for, and the permeability of albumin 
[ in / in the film of this invention / a cow plasma system ] is 0.3% or less. Since it means losing 
greatly albumin effective in the inside of the body, it is not desirable as hemodialysis film that 
the transmission of albumin exceeds 0.3%. 

[0044] Moreover, the linear correlation which the amount of water penetration of pure water 
shows in the following formula (5) at the transmission (A (%)) of a polyvinyl pyrrolidone and 
the path clearance (B (a part for mL/)) of beta 2-microglobulin in the film of lOmL(s) / (m2 and 
hr-mmHg) more than exists. Although it is required for path clearance evaluation to fabricate and 
process the module of the dialysis specification which has the effective fihn surface product of 2 
1.5m, it is possible for it to be measurable in simple and to guess path clearance easily by this 
evaluation approach. 
B(part for mL/) =0.636A+29.99 (5) 

Here, in accordance with the performance-evaluation criteria of Japanese Society for Artificial 
Organs, dialysis measurement of the path clearance of beta 2-microglobulin is carried out at the 
module of the effective film surface product of 2 under a part (film internal-surface side) for 
blood flow rate 200mL/, and the conditions for dialysing fluid flow rate 500mL/(film outside- 
surface side) L5m. Although, as for the path clearance of beta 2-microglobulin, various things 
are demanded according to a dialysis patienf s physical strength, or the percentage of completion 
of condition of disease and condition of disease, if the transmission of a polyvinyl pyrroUdone 
exceeds 75%, since the transmission of albumin will exceed 0.3%, the transmission of a 
polyvinyl pyrrolidone needs to be 75% or less. 

[0045] Moreover, since the pit hold-back agent is not being used for the film made by this 
invention by the production process, the effluent of the pit hold-back agent origin does not exist. 
Therefore, the absorbance of the effluent test fluid of the film of this invention is less than 0.04, 
and does not contain a pit hold-back agent in this test fluid. With effluent test fluid, it adjusts 
here based on hemodialysis apparatus acknowledgement criteria, and after putting 1.5g of 
desiccation hollow filament-like film cut to 2cm, and distilled-water-for-injection 150mL into 
the glassware which suits the alkali dissolution test of the glassware trial for injection of a 
Japanese pharmacopoeia, warming at 70**5 degrees C for 1 hour and removing the film after 
cooling, what added distilled water and was set to 150mL(s) is meant. An absorbance is 
measured with an ultraviolet absorption spectrum on the wavelength which shows the maximum 
absorption wavelength in 220-3 50nm. Although making an absorbance or less into 0.1 is defined 
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on hemodialysis apparatus acknowledgement criteria, since the film of this invention does not 
hold a pit hold-back agent, it can attain less than 0.04. Moreover, about the existence of a pit 
hold-back agent, it is detectable by measuring the thing which condensed or removed [ moisture 
] this test fluid by well-known approaches, such as a gas chromatography, liquid 
chromatography, differential refractive media, an ultraviolet spectroscopy photometer, an 
infrared absorptiometry, nuclear-magnetic-resonance spectroscopy, and elemental analysis. 
Moreover, it is detectable also about whether a pit hold-back agent is included in the film with 
these measuring methods. 

[0046] The film made by this invention consists of a polysulfone system polymer and a 
polyvinyl pyrrolidone, and the concentration of the polyvinyl pyrrolidone in a film internal 
surface is 30 - 45 % of the weight. By the polysulfone system film which is the hydrophilic 
property of the film internal surface which blood touches, and contains a polyvinyl pyrrolidone 
(only henceforth "PVP"), the PVP concentration of a film internal surface is important for a 
factor important for membranous haemocompatibility. When the PVP concentration of a fihn 
internal surface is too low, a film internal surface shows hydrophobicity, plasma protein tends to 
adsorb, and the coagulation of blood also tends to take place. That is, it becomes membranous 
poor haemocompatibility. Conversely, if the PVP concentration of a film internal surface is too 
high, the elution volume to the blood system of PVP will increase, and the result which is not 
desirable will be given for the purpose and application of this invention. Therefore, the 
concentration of PVP of the film internal surface in this invention is 30 - 40% of range, and is 33 
- 40% preferably. 

[0047] The PVP concentration of a film intemal surface is determined by the X ray photon 

spectrum (X-ray Photoelectron spectroscopy, henceforth, XPS). That is, after measurement of 

XPS of a film intemal surface arranges a sample in on a double-sided tape, a cutter cuts it open 

to fiber shaft orientations, and after extending so that the membranous inside may become a 

table, it is measured by the usual approach. That is, Cls and 01s, the concentration for which it 

asked using the relative sensitivity coefficient of equipment attachment from the surface 

concentration (nitrogen atom concentration) of nitrogen and sulphuric surface concentration 

(sulfiir atom concentration) is said from the integrated intensity of Nls and an S2p spectrum, and 

when a polysulfone system polymer is the structure of (2) types, it can ask by count by (6) types. 

PVP concentration (% of the weight) =ClMlxl00/(ClMl+C2M2) (6) 

It is here and is CI .nitrogen atom concentration (%). 

C2: Sulfur atom concentration (%) 

Ml :P Molecular weight of the repeat unit of VP (1 1 1) 

M2: Molecular weight of the repeat unit of a polysulfone system polymer (442) 

[0048] Next, an example of the dryer of this invention is explained witii reference to a drawing. 

The dryer shown in drawing 1 consists of a rotation means (6) which fixes a container (1), a 

microwave exposure means (2), a means (3) to fix, and to carry in and take out a thread, a thread 

ventilation means (4), a means (5) to pass the liquid whose dielectric loss multipUers are 1-50, 

and a means (3) to fix, and to carry in and take out a thread, and is rotated. 

[0049] The thread (7) fixed to the means (3) used in order to fix and to carry in and take out a 

thread is dried by the microwave irradiated from the microwave exposure means (2) within the 

container (1). A dehumidification gas is passed by the thread with a ventilation means (4) during 

a microwave exposure. Since a means (5) to pass the liquid whose dielectric loss multipliers are 

1-50 is fiirthermore established in the container, as a result of absorbing surplus microwave and 

preventing a local temperature rise, all threads can be dried to homogeneity. 
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[0050] A container (1) has further the function which intercepts (a) microwave, the temperature 
control means which keeps the temperature in the (b) container constant, a means to circulate 
through the gas in the (c) container, and a means to permute the gas in the (d) container by the 
external gas. The function which intercepts microwave not only uses microwave for desiccation 
of a thread effectively, but is the insurance top need for an operator. Moreover, in order to 
abolish the engine-performance difference between desiccation batches, it is required to keep the 
temperature in a container constant. Furthermore, it is possible by replacing the gas in a 
container with circulation and the exterior to improve drying efficiency. 
[0051] Although it is not used since microwave is irradiated at a thread (7), and a configuration 
and especially magnitude are not limited, in order to dry two or more threads equally, as for a 
microwave exposure means (2), it is desirable to install more than one in a container. The means 
(3) used in order to fix and to carry in and take out a thread is used in order to fix the location of 
the thread within a container and to dry efficiently. Furthermore, immobilization and carrying-in 
/ taking-out means (3) can be removed fi-om a dryer, in order to make immobilization and 
ejection of a thread easy. A thread ventilation means (4) is used in order to ventilate a gas in a 
thread. 

[0052] Although what kind of thing is sufficient as it as long as a means (5) to pass the liquid 
whose dielectric loss multipliers are 1-50 is a means by which a liquid can be poured, it is 
desirable that it is piping made fi*om a nonmetal which makes the interior pass the liquid whose 
dielectric loss multipliers are 1-50. As for piping for liquid passage, it is desirable that it prepares 
metal members, such as a metal fixture, on the metal member in an irradiation reactor or the 
outskirts of it since excessive microwave tends to heat and discharge. The means (6) which fixes 
a means (3) to fix, and to carry in and take out a thread, and is rotated further is used in order to 
make the microwave exposure to a thread more equal. Rotation is horizontal. 
[0053] 

[Example] Although the example of this invention is shown below, this invention is not limited 
to this. 

(Measurement of the amount of platelet adhesion) The following operating procedxu-e performed 
measurement of the amount of platelet adhesion to the film. Bundle ten hollow filament-like fihn 
with a die length of 15cm, produce a small module, and this module is made to pass heparinize 
Homo sapiens fi-esh blood for 15 minutes with the linear velocity of l.Ocm/second, and the 
physiological saline was continuously passed for 1 minute. Next, it computed as LDH activity of 
per a film surface product (intemal-surface conversion) by carrying out the quantimi of the 
lactate dehydrogenase (henceforth "LDH") emitted fi-om the platelet which carried out beating of 
the hollow filament-like film to 5mm spacing extent, carried out ultrasonic irradiation in the 
physiological saline which contains the polyethylene-glycol alkylphenyl ether (Wako Pure Chem 
trade name triton X-100) 0.5%, and adhered to the film fi-ont face. Measurement of enzyme 
activity used the LDH mono-test kit (Boehringer Mannheim and made in Yamanouchi). In 
addition, it compared with a specimen and coincidence using the film (what was obtained by 
being immersed in ethanol for one day after the film of the example 1 in fi-ont of gamma 
irradiation was immersed in the sodium hypochlorite with an available chlorine concentration of 
1,500 ppm for two days) which does not contain PVP as positive control. 
[0054] (Plasma protein amount of adsorption) Except having carried out ultrafiltration time 
amount in 240 minutes, after the plasma protein amount of adsorption to the fihn performed the 
same actuation as the transmissometry of albumin, the physiological saline washed it for 1 
minute. Next, it computed as the protein amount of adsorption per fibn weight by carrying out 
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beating of the hollow filament-like fihn to 5mm spacing extent, and carrying out the quantum of 
the plasma protein stirred and extracted in the physiological saline which contains lauryl acid 
sodium 1 .0%. Protein concentration used BCA protein assay (made in Pierce). In addition, it 
compared with a specimen and coincidence using the film (what was obtained by being 
immersed in ethanol for one day after the film of the example 1 in fi^ont of gamma irradiation 
was immersed in the sodium hypochlorite with an available chlorine concentration of 1,500 ppm 
for two days) which does not contain PVP as positive control. 
[0055] 

[Example 1] (Film production and removal of a residual solvent) It dissolved in 77.7 % of the 
weight of N,N-dimethylacetamide, and 18.0 % of the weight (product P-1700 made fi-om Amoco 
Engineering Polymers) of polysulfones and 4.3 % of the weight (BASF A.G. make K90, weight 
average molecular weight 1,200,000) of polyvinyl pyrroHdones were used as the imiform 
solution. Here, the mixing ratio of the polyvinyl pyrrolidone to the polysulfone in a film 
production undiluted solution was 23.9 % of the weight. This film production undiluted solution 
was kept at 60 degrees C, and it was immersed to the coagulation bath which is made to breathe 
out from a spinning port (double annular nozzle 0.1mm - 0.2 mm to 0.3 mm), is made to pass a 
0.96m air gap, and consists of 75-degree C water with the internal liquid which consists of a 
mixed solution of 30 % of the weight of N,N-dimethylacetamide, and 70 % of the weight of 
water. At this time, from a spinning port to the coagulation bath was surrounded by the cylinder- 
like cylinder, the humidity in a cylinder was controlled and temperature was controlled for the 
nitrogen gas which contained the steam in the cylinder at 51 degrees C 54.5% with the sink. 
Spinning speed was fixed to a part for 80m/. Here, the ratio of the air gap to spinning speed was 
0.012m/(a part for m/). The residual solvent in the film was removed after cutting the rolled- 
round thread by washing a 80-degree C hot water shower over 2 hours from the cutting plane 
upper part of a thread (die length of 30cm, 9400 fihn numbers). 
[0056] The equipment shown in drawing 1 is used. (Desiccation of the humid film and 
insolubilization processing of PVP) The thread after the above-mentioned residual solvent 
removal (the water content of the film of a thread core 300% 300%) [ water content ] The 
difference of the water content of the film [ in / in the water content of the film of the thread 
periphery section / the core and the periphery section of a thread ] has arranged each equally by 
regular intervals 300% by setting a thread to a tray for 90 bundles 0% in a microwave irradiation 
reactor (3m [/second ] wind speed in an irradiation reactor). It fixed with the fixture so that the 
cutting plane of a thread might surely become a top or the bottom at this time. Furthermore, six 
waveguides were equally fixed by regular intervals, respectively so that microwave might be 
irradiated by each thread in an irradiation reactor at homogeneity. 

[0057] The microwave exposure was carried out for 18 minutes with the microwave output of 
30kW (kilowatt) to this thread. The water content of the thread located in the core in an 
irradiation reactor at this time was 42% (for the water content of the film of a thread core, the 
water content of the film of 44% and the thread periphery section is 40%). Water content 
obtained less than 1% of desiccation fihn (thread) by reducing only the output of microwave to 
21kW succeedingly, and carrying out a microwave exposure for 8 more minutes. 
[0058] Moreover, the following actuation was performed between the time of desiccation 
initiation, and the time of desiccation termination. 

(1) Water was poured in piping made from a nonmetal installed in the surroundings of the tray in 
an irradiation reactor. 

(2) It was made to rotate at the rate of 4 rotations of a tray in 1 minute. 
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(3) The temperature in an irradiation reactor was held at 70**2 degrees C. 

(4) Dehumidification air (10% or less of humidity) was ventilated from the lower part of each 
thread from the lower part of a thread to the upper part at the 4m [/second ] wind speed. At this 
time, the 0,4m [/second ] wind speed was measured by the thread average from the upper part of 
a thread at the time of desiccation initiation. Furthermore, a part of PVP in the fibn was 
insolubilized by irradiating the gamma ray of 2.5Mrad(s) at the obtained desiccation film 
(thread). 

[0059] (Performance-evaluation result) Each physical properties of the thread (thread of the 
outermost engine performance) which has the value from which it separated most to the average 
and this average of each physical properties when evaluating all threads are shown in Table 1. 
When the thread (film) equivalent to an average value was used as the module of 2 the effective 
filtration area of 1 .5m and path clearance of beta 2-microglobulin was surveyed, it turned out 
that it is by part for 32mL/, and it became clear that it is equivalent to a part for path clearance 
32.5mL/computed by having substituted it for the formula (5). Furthermore, when this module 
performed transit measurement of a urea and vitamin B12, the path clearance and the 
permeability of a urea were part 83% for 185mL(s)/, respectively. Moreover, about vitamin B 12, 
it was part 48% for 95mL(s)/similarly. Measurement is [0044]. It carried out by the same 
approach. Moreover, 62% of the total amount of PVP in the film was insoluble in water. As a 
result of carrying out a membranous eluting material test, the absorbance of effluent test fluid 
was 0.04 or less. Moreover, since the pit hold-back agent was not used, in effluent test fluid, the 
pit hold-back agent was contained and was not. Furthermore, as for this film, compared with the 
positive control film, the amount of platelet adhesion became low (positive control film 43 
Unit/m2) clear [ that the amount of adhesion of plasma protein is also low ] (positive control film 
63 mg/g). It became clear that this film has very few elution volumes from the fikn, and there is 
little adhesion of blood protein and a platelet from the engine performance mentioned above. 
Moreover, since the transmission of albumin was excellent also in the path clearance of beta 2- 
microglobulin few, it turned out that it is the film excellent also in the dialysis engine 
performance. Furthermore, it became clear that there are also few engine-performance 
differences with the thread (thread of the outermost engine performance) which has the value 
from which it separated most to the average and this average of all threads compared with the 
example 1 of a comparison. 
[0060] 

[Example 2] The same actuation as an example 1 was performed except having made the 
polyvinyl pyrrolidone in a film production undiluted solution, and having made N,N- 
dimethylacetamide into 78 % of the weight 4% of the weight. The mixing ratio of the polyvinyl 
pyrrolidone to the polysulfone in the film production undiluted solution at this time was 22.2 % 
of the weight. Each physical properties of the thread (thread of the outermost engine 
performance) which has the value from which it separated most to the average and this average 
of each physical properties when evaluating all the threads at this time are shown in Table 1. It 
became clear that this film has very few elution volumes from the film, and there is little 
adhesion of blood protein and a platelet. Moreover, there was little transmission of albumin, and 
since excelling also in the path clearance of beta 2-microglobulin was suggested, it turned out 
that it is the film excellent also in the dialysis engine performance. Furthermore, it became clear 
that there are also few engine-performance differences with the thread (thread of the outermost 
engine performance) which has the value from which it separated most to the average and this 
average of all threads compared with the example 1 of a comparison. 
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[0061] 

[Example 3] The same actuation as an example 1 was perfomied except having made the 
polyvinyl pyrrolidone in a film production undiluted solution, and having made N,N- 
dimethylacetamide into 77.2 % of the weight 4.8% of the weight. The mixing ratio of the 
polyvinyl pyrrolidone to the polysulfone in the film production undiluted solution at this time 
was 26.7 % of the weight. Each physical properties of the thread (thread of the outermost engine 
performance) which has the value from which it separated most to the average and this average 
of each physical properties when evaluating all the threads at this time are shown in Table 1. It 
became clear that this film has very few elution volumes fi-om the fihn, and there is little 
adhesion of blood protein and a platelet. Moreover, there was little transmission of albumin, and 
since excelling also in the path clearance of beta 2-microglobulin was suggested, it turned out 
that it is the film excellent also in the dialysis engine performance. Furthermore, it became clear 
that there are also few engine-performance differences with the thread (thread of the outermost 
engine performance) which has the value fi"om which it separated most to the average and this 
average of all threads compared with the example 1 of a comparison. 
[0062] 

[Example 4] The same actuation as an example 3 was performed except having used the mixing 
solution which tums into intemal liquid fi^om 52 % of the weight of N,N-dimethylacetamide, and 
48 % of the weight of water. Each physical properties of the thread (thread of the outermost 
engine performance) which has the value fi-om which it separated most to the average and this 
average of each physical properties when evaluating all the threads at this time are shown in 
Table 1. It became clear that this film has very few elution volumes from the film, and there is 
little adhesion of blood protein and a platelet. Moreover, there was little transmission of albumin, 
and since excelling also in the path clearance of beta 2-microglobulin was suggested, it tumed 
out that it is the film excellent also in the dialysis engine performance. Furthermore, it became 
clear that there are also few engine-performance differences with the thread (thread of the 
outermost engine performance) which has the value fi-om which it separated most to the average 
and this average of all threads compared with the example 1 of a comparison. 
[0063] 

[The example 1 of a comparison] The same actuation as an example 1 was performed except 
there being nothing gamma ray Teru putting. This result is shown in Table 2. It became clear that 
the absorbance of elution test liquid exceeds 0.04 for the elution of PVP. The performance 
evaluation performed only the thread located in the core in an irradiation reactor. 
[0064] 

[The example 2 of a comparison] The same actuation as an example 1 was performed except 
having made the polyvinyl pyrrolidone in a film production undiluted solution, and having made 
N,N-dimethylacetamide into 77.0 % of the weight 5,0% of the weight. The mixing ratio of the 
. polyvinyl pyrrolidone to the polysulfone in the film production undiluted solution at this time 
was 27.8 % of the weight. The engine performance of this thread is shown in Table 2. Since the 
mixing ratio of the polyvinyl pyrrolidone to the polysulfone in a fibn production undiluted 
solution is over 27 % of the weight, an elution volume and film intemal-surface PVP 
concentration are increasing. The performance evaluation performed only the thread located in 
the core in an irradiation reactor. 
[0065] 

[The example 3 of a comparison] The same actuation as an example 1 was performed except 
having made the polyvinyl pyrrolidone in a film production undiluted solution, and having made 
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N,N-dimethylacetamide into 78.4 % of the weight 3.6% of the weight. The mixing ratio of the 
polyvinyl pyrrolidone to the polysulfone in the film production undiluted solution at this time 
was 20.0 % of the weight. The engine performance of this thread is shown in Table 2. It became 
clear that the amount of PVP of a film internal surface is less than 30%. The performance 
evaluation performed only the thread located in the core in an irradiation reactor. 
[0066] 

[The example 4 of a comparison] The same actuation as an example 3 was performed except 
having used the mixing solution which turns into internal liquid from 60 % of the weight of N,N- 
dimethylacetamide, and 40 % of the weight of water. The engine performance of this thread is 
shown in Table 2. This film was engine performance for which the permeability of albumin is 
over 0.3%, and the permeability of PVP also exceeds 75%. The performance evaluation 
performed only the thread located in the core in an irradiation reactor. 
[0067] 

[The example 5 of a comparison] The same actuation as an example 1 was performed except 
having used the mixing solution which turns into internal liquid from 10 % of the weight of N,N- 
dimethylacetamide, and 90 % of the weight of water. The engine performance of this thread is 
shown in Table 2. The amount of water penetration of pure water was the engine performance 
which is less than 10mL(s)/(m2 and hr-mmHg). The performance evaluation performed only the 
thread located in the core in an irradiation reactor. 
[0068] 

[The example 6 of a comparison] The same actuation as an example 1 was performed except 
having made drying temperature into 170 degrees C. The engine performance of this thread is 
shown in Table 2. All PVP in the film of this film was insoluble in water. This fibn is used as the 
module of 2 the effective filtration area of 1.5m, and it is [0044]. When it was alike and clinical 
blood evaluation was carried out by the shown approach, the leuco PENIA symptom that a 
dialysis patient's white blood cell count fell temporarily was observed. The performance 
evaluation performed only the thread located in the core in an irradiation reactor. 
[0069] 

[The example 7 of a comparison] The same actuation as an example 1 was performed except not 
pouring water in piping made from the nonmetal installed in the surroundings of the tray in an 
irradiation reactor, and the tray lower part. Each physical properties of the thread (thread of the 
outermost engine performance) which has the value from which it separated most to the average 
and this average of each physical properties when evaluating all the threads at this time are 
shown in Table 3. Discharge was observed from the metal member of the tray between 
microwave exposures. In the thread which exists on the outskirts of a metal fixture of a tray with 
this discharge and heating, that whose amount of water penetration is 0 (zero) was seen, and it 
became clear that the thread of the poor engine performance is generated clearly. 
[0070] 
[Table 1] 
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[Table 2] 
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[0073] 

[Effect of the Invention] According to the dryer of this invention, a hollov^ fiber can be dried, 
without producing the poor engine performance in some threads, when drying the humid fihn 
****(ed) in the shape of a thread to two or more bundle coincidence by microwave exposure. 
The manufactured hollow fiber has very few elution volumes fi-om the fihn, and since it has the 
outstanding dialysis engine performance with little adhesion of blood protein and a platelet, it 
can be used for a physic appHcation, a medical-application way, and a general industrial use way. 



CLAIMS 



[Claim(s)] 

[Claim 1] The dryer of the hollow fiber characterized by having a means to pass the Uquid whose 
dielectric loss multipliers are 1-50 the means which is equipment for drying the humid fihn 
****(ed) in the shape of a thread, fixes in a container a microwave exposure means and the 
humid fihn ****(ed) in the shape of a thread, and is carried in and taken out, and into a 
container. 

[Claim 2] Equipment according to claim 1 characterized by having piping for passing the liquid 
whose dielectric loss multipliers are 1-50 around the metal part in a container, or a metal part. 
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[Claim 3] Equipment according to claim 1 or 2 characterized by two or more microwave 
exposure means existing. 

[Claim 4] Equipment according to claim 1 to 3 characterized by having a means to ventilate to a 
thread. 

[Claim 5] Equipment according to claim 1 to 4 characterized by having further a means to rotate 
a means to fix, and to carry in and take out the humid film ****(ed) in the shape of a thread. 
[Claim 6] Equipment according to claim 1 to 5 characterized by a container having a microwave 
cutoff function. 

[Claim 7] Equipment according to claim 1 to 6 characterized by having further the temperature 
control means which keeps the temperature in a container constant. 
[Claim 8] Equipment according to claim 1 to 7 characterized by having further a means to 
circulate through the gas in a container. 

[Claim 9] Equipment according to claim 1 to 8 characterized by having further a means to 
permute the gas in a container by the external gas. 

[Claim 10] Equipment according to claim 1 to 9 whose hollow fiber is hollow filament-like 
blood purification film. 
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[il*^ 6 ] ^SiiW ^ o «t«l8f«lte«r*-t-5 w t 
% J ?>tc*-t5 r t Sr#tSti-Sft*« 1 ~ 6 ©v>-f 

mm. 

1 ~ 9 m^-rfiMzmm<omm, 

[0001] 
[0 0 0 2] 

^y^/V'JJ^^^x iKy^^Ui^f^ 



it*»e>, ^mm$(Utvxmsitim^ifimyf>hiix 

10 0 0 31 I^Srgf^L-C^'^'a.-ywSrf^Sii-e 
f£ 5 #t?LM, fJ:i)^X fc y ;^/i'5^ y^^roi^TkttJK y -7 

[0 0 0 4] c:®*f«t u-r«e3l5;a^f>i:e>nr#fc;^it 

i it^m^ UT^^ Ufc«>«r 

[0 0 0 5] (6«l|iStt#BI?Kfl^«rfflv^-flc$fe«|$-a:5* 
ffitUT. !|#§H¥6-2 7 7 4 7 0^<&«(C|4, iSWM 

[0 0 0 6] l^(D$l;«l*-jSfei:U-C. #Ba¥l 1- 
33 2 980-^^SKiFi, t>^*eE{i^*L>!K^^(- ±5 

HS:fi<-r5^i:;S!iS*)!J, y -fe y 

[0 0 0 7 1 #Mip8 - 5 2 3 3 1 ^■i^mRVm:V8 

- 9 6 6 8-^<&»(rii, ^sw^^4^r^^Kf*:^fflv^i*^c^ 

fil*!i3aiSr LfcsK y tr~/i^}fvi y Ki^Sr-^tfS*'fk:lg*5M 
[0 0 0 8] !t#BB¥ 6 - 2 9 6 6 8 6 ■^4^«t;ifi 

jiiijKd5ii:g^^tt-t-5K(*9«ffiT?w3Ky trii/wtfny k:^ 

o#fts(sSr2 0~5 0%sa[l;:UfctS*BI*5M^$ti 
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[0 0 0 9] ;4c|SI^#M:. ^Jgroiit&Sr^-i-dStaBl^r 
Lit («fS2 001-22246^) . 

(0 0 101 ^rrt?*?6M#H:, *«rt<Otttg^S:eSc# 

(i|^K2 0 01-30967 3-^. 0 0 1-30 

9 6 7 4-^. H^m 2001-309675^) . 

[0 0 11] 
[0 0 12] 

3S?^ (i|t)S2 0 0 1 -2 2 2 4 6-^) ^-C^&iO^ofco ^ 
omEgtt. ]K7L»^t^flJSrfflv^■flce;«|$-B:Si:. mffll^t 

zx. :^mmtt. wimmm\cx\). h^A^obBm 

[0 0 131 ^?e)tcW95^ii*fctr6> 
I^^Pjtt. t^mz 001-2224 6-^W:S^)ifelCj;-3T 

jfii«}^^li)K«rSi!iti-SIS. ffiilK**«^^J!: btffijll-f 

ItrPffilgLfc (!fifM2 001-309673-^. #Ig2 
001-309674^, #S 2001-309675 



[0 0 141 *©^wi^ftrojg*, 

mm ?Sr^«*Frts i|«ffc^Mia5«&5VMl^:<OSiat:: 
1 0 0 1 5 1 f '5:fc>*>*:|iSMttx ( 1 ) ^iM^l^M^ 

fiitm.mmi:^i^-ri>tzit><ommxh'^x. ^sirttc-^ 

5 0-ea!)5JRfls*iiii$-li:5#il!t4r*-t-Sr i:Sr#« 

i-r5'i'S*iKo?£«i^B> (2) n^i>^(D^mui<Lh 
^\^it^mmii(Dmmicmnm^%m^ i ~ 5 o r-fes 

±12 (1) fB«®Sg«. (3) ^'TiJ'nScSrfiBlt-rS^ 
g::i5S!^ffS1-5^i:Sr#«i:-f5±l2 (1) 

(2) \cfs.m(Dmmmm. u) ^mt^aa-rs^asr 

*-f-«rt*1*®:t-r5 (1) ~ (3) ov^•ftl-4Mr|E 

^groKjtse, (5) *msra;tLmLAn-r5fc*ic 

•r*rt=sr!i§mt-r5 (d ~ (4) (o^^^-mMzfrn 

(DW^S. (6) S«!6W>i';J'o8ciSrig»f-rS«liSr 

*i-5ri:Sr#ffii-f.5 (1) ~ (5) (OV>-f*t;?m-fB 
«<0$llit$?fi, (7) $S§d5§StrtcD^^(^?aft?r-« 

ttftositi^^r-rsit^ri^t-rs (D ~ (6) © 
v>-f*v!jMciE«©8iigsi«, (8) mmm^^<D%f^ 

(7) (OV>-fii*»Jcia«©5!t3t^», (9) 

wst-rs (1) ~ (8) (D^^^-rtiMctim.'^m&m 
m. Axj^ (10) 'p^^mi^^^^^ikmmmxh^ 
±iE (1) ~ (9) m^-rixMcmLomm. j-bs-ts 

[0 0 161 

m.m&uim^xmm^tii'p^^^iiLmmtmn. m 
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[0 0 17] eiTlctt. *|g?^0|£«I^BSrfflv^TlSil 
[0 0 181 "I^S^i^ik^i^^bK^rSliitl-S^ir 

10 0 191 *BM-ev^5IS5LfS«P^illttts SSiift^rott 

mm (%) = mmo^iftm x 

[0 0 2 31 jKU IfJi/Vf n ]) KVfDSii^tt, JSig-t" 

57K^«^3S*%©jK!; tr-/nfoy k^' (basf 

ttU K 3 0 , fifisp^^)'^ »4 0 , 0 0 0) ©!J:^K 
/<yyy— (0. 1 5mo 1/y b/l', pH7. 4) 
7!K^?KICU-C« ^i>a.-;u<DA^E.tmS.<OW-i^B:h^ 
2 0 0 mmH g IC Ufci&l^tt. 4=JklftT/W:?'$ ^-OSii 

*©9Jje t P^'Stfef^SrfT 5 ;i i: 1- J: t) fettS. 
[0 0 241 il5S/icl:-C:*:# ^i7LS<0SjiMtt> U 

;u*y^7Ky-7- (etrw- r>jfyv-j > 

-O-Ar-C (CH3) 2-Ar 
-O-A r -SO2— A r — 
[0 0 2 71 JKy f-zufn y K>'ttS5^i=-fiOfc<7)IJ 

fiMSiW-i^^^^ 9 0 0, 000 iJJl±ro Jjf y en/U t* n 
y Ki^i5fie^$tu-5, 900, 00 0J:!9/^$v^a:^:¥■ 
*&5^^S?rW1-55Ky f-/Wtrny K>'4•fflv^-CK'^© 



[0 0 2 01 |g?L»}$?PJ tut 14, II:^^V^^y=I- 
/K T'nf H/^^y 3— /K h y ^^uy^^y 3— /K 

1, 2-:/f-u>'^y 3— >'K 1. 3-::/^wy^^y a 

{b^/wi^-? A, ^^-^ h y g^K-?- h y 
■^^f^-y^^A. mm-r h y i;j>.. mitm$&^(omm&i: 

[002 ll *^ggii*3V^T, ffi2l7Kl:t?>:#Ji 
?LS<omSMi:tt, STKftdU 0 OmL/ (m^ . h r 
•mmHg) &^±-Vh^X. Sfi¥*a5J-^ic 4 0 , 0 0 
Orosjf y f^i/l'f n y KV'roSffl***? 5%Sriex., 1. 

[00221 ^iB.mrji'-/^ v©Sii^l4^ SiiToJ: 5 

^:^mt*m&-ri>^titii^m-ohi>> *-fs 2 o c 

mWtp^**^)^S: 1 0 0:$:S*ar/jNM^i;»3.-/VS:f^$!! 

•fs. /u{c3 7'cicjptaufc'vy-«y 

^jiL« ('^^^y V5 0 0 0 I U/ I . ^ 6. 

og/dL (7*i/ys/h/w) ) i:!XP^mmmicmmi . 

iSiE:^ SOmmHgtcrSO 5JFail^J8ii«r?T't 5 « # 

b*ift.m.mt7cm<owkm(om^ti. mi^i^^ytmmzx 

"9 2 8 0 nmCOiSSfcraiDtU TIBWit (1) iCftA 

10 0/ (5c«©K3t«) (1) 

[0 0 2 5] rtSPffifi, l^of^SPi:f*9«ffiSrJgfi£$-ar 

«fc©T?fc5*s, ff^mmonmit. rtias^fx^SfSdS* 

[0 0 2 6] *ig?^-efflv'>e>n55Ky ;^>'i'>^>'3R7Ky-5' 
-tuttt, Tiaosc (2) , sfcttS; (3) 

WAri4^^•7ffi:f ro2eift(D73;=>'US*^U fi-^* 

-O-Ar-SOa-Ar- (2) 

(3) 

Tlf'SfcJ^lcg 0 0, 00 0J;»)/h$v^ai:¥*&^5-^l: 
[0 0 2 8] !j?y;^/vd?i^iS'J<yT-tJj<y trcii 
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[0 0 2 9] ^mj^m^(D^ V -^-aftji. mm'^m 

S<o«5H"efcti«4*|;iSJ|iS^cjx-f, 5-3 5fiS%. » 
*t<Jli 0-3 oafi:%Tfc^o ii5v^S7K^4lg*a^ 
•rsfci^tcii. 2Ky"r-»S^l^g:v^:3^;65J;<, 10-2 

[0 0 3 0] *e>{j:fiS3i::^fi4^y if::::/n:'ny 

y<Dj!i?PJt*d5 2 7 fiSroJBlT. U < 1 0 - 2 7 

m&%^m'c \mmmm(D^m-m ^tz ;^ .-k v^i» 

[0 0 3 11 «EB»tLTW:. p^^/^/K 

^ y ^^^1- 6 ^^J mini- 5 ^ 

mm(Dm.mt. -3o-9ot:. »^L<\to--9o 
"t. $ibic»*L<rio-8 0t:-efcSo mmm<omA 

10 0 3 2] mmmm^'^o^mt. 

(%) = (A-B) 

fcfeic, **rt{c(i4 0t:srjSx*v>iaj[oi^m^flc^ 

[0 0 3 6] **-^<^v-Yi^nj^Mlt 

^<r>yi^^^(Dim {yi<i^i'(Dmm Km^&^^t>K - 
[0 0 3 7] -^^^v2ik(D^&i\^t}\mmm^M<D±^ 



CO¥^'&>!K$3^5 2 0-7 0%, J:t)»*L<(t5 0-7 
0 % )S 5 ^ n Sfi9lt<7> ttJ;/j SriST * ii: S <0 

[0 0 3 3] ^e^l::, *^(D^i^^7K^;55 2 0-7 0 

%. iif*L<f^5 0-7 o%(c/j:S^^-e(^^*mo'^' 

J^ii^mm\^^\^^X^*bj^f)^bU^(D 1 / 6 (DffifflSrV> 
r^^;0>e>ES<^ 1 / 6 <D«5BB«rV^ 5o 

[0 0 3 4] ^mmi^mc:}6^i 

^7K^<^M;iiU o%£i(^T?*>^>:ii:;65jif^Lv\ ift^^J 

yi^^(om^ 1 0 %JEJirttc-r ^ r ^ t^-^mxh So 

[0 0 3 5] -&;jc^i:(i, mmo^-^ (X\t 

IS) (A (g) ) (xiiiK) corns 

(B (g) ) (4) ^(Cj;i9H-»-C*i6e)ttat<^ 
XIOO/B (4) 

[0 0 3 8] >i^^m\c^n^mmm^^sct\t. 2, 4 

5 0MHz (Dm&WiXWl&^*iit^'S<o 

/K >^nlf U^/^S^y by pt^lxVi/y :3-/K 

1. 2-:/^i^y^y 1, S-'f'^uy^}) ^ 
— /K 2-:/^:/-l, 4-i^:^-/K 2-^^^-/^- 

2, 4-^>'^v^:^— 2-:ii^/U-l, 3 -y- 

ij ji^ix^'^y /P2 0 0. 7}f y :i:^U>'^y =1— 

;v3oo, 3Ky:3i^i^yi/y 3-/1/4 oo^o^y 3- 

[0 0 3 9] :^mM\c:is\^^xmm^t\'t^-(^n^(Dm 



-5- 



[0040] nm^<om\cm'msLXfy m^oimm^: 

[00 4 11 *B?^-Cv>57Kl-^St?i?5PVPitt. 
K't'<0:feP V Pl:A^67Kl-W^-!?fc5 P V Pl:SrlS L§l 

P V P Sr^ftf 5 r. t «s-C# 5, 
[0 0 4 2] *^?q(0«;Sige(i. I^lc, ^MmmM 

B {mh/^) =0. 6 3 6A+2 

1. 5m2©^3S8l®a»*i^=--''Hr, jfilJRaEl:2 0 
OmL/'^ (KrtSffifiJ) , S«f«iiK»5 0 0mL/5^ 

y l^=/Vf n y ]fy(DmM^tt7 5%£Jt,Tt?*5ii:*s 

[0 0 4 5] ^^m\a*)^f3fit:.mti, mji^ 

«iK®lfficoK3feS(40. 0 4*fl8-^*)*), 

ciT/i^* y ^ffil*iilc®-a-r2.:;«f7;=^SISl-Alx, 7 0 

**D;tri 5 0mLi:Ufct>©S:it*-r5. K3tatt2 
2 0~ 3 5 0 n m-(?<Oft±55iRSS;gSr^-r&ftl--C^^t 



fii5io~l, 0 0 OmL/ (m^ • h r • mmH 

g) X M&^^^^M40, 0 0 OOJKy tr=i/Hfa y 

;v::/5y(o3jg^*5o. 3%*ffiT?i5*)> ^h\cifi^ 

[0 04 3] ftjfiroiitts^fffgffi-^tt, a«fr 5 K 
?St^<De!cS«fc*lcSia!iiKi $i^■rv^5 /3 2 - 5 ^ o 
^'nT'y V (5J^a:: 1 1, 8 0 0) *+^^{cSa$-a: 
TtV-fX^^ (^^^S: 6 7, 0 0 0) tt^^i:^^f 
aii$-e•!iv^:5^ii^ttSr*f SK;as**P)HT*3»). 

3%£JlT-Cfe5o r }Vf Xxmm&^ls^Q . 3%S:S^ 
5 w t llft:rt»c*S»>aT/v:/5 y < C t 

[0 0 4 4] i^TKcOSASdS 1 OmL/ (m^ • 

hr -mmHg) EJl±ro|gt^^:*3V^-Ctt. :3<y tr=/Wtfn 

y Kv<oSja* (A (%) ) irp 2-5^'Pi/n:/y V 
(o^yr^i^;^ (b (mL/^) ) ticttrisws: 
(5) (OT^-r-j5ci9l^«l/ji*Siag8«*5#^i-5, ^-yr 

*f?ffi:^)£T-ttjfflawt-iB!J^-sitg-r-fe •? , y T 7 y 

9. 99 (5) 

l8§^<Dl^«M?L»«F^JSr»l$t:^iV>Ctd^P)0. 0 4* 

[0046] J: •) f^e>nfc«ri, jK y 

ji*3itS3j<y e'-zufo y k:/<dss^i53 o~4 sfis 

rpvPj ir-bi^p) 4r-&*--r5'Ky 
Wrt^Eropvps**sfiiiT?&5, Ki^^ffi 
<0PVP«SdS(Si-f 5iKi^«ffi*S8|!*ttSr*U. Jiii 

v\ -fat)*). KojkiSS^^St'feS, i2(cKF^« 
SopvpjSaASHS-f^Stx PVP©jlii«e3^'^©^W 
l:*5ti*P L*:^?^© @ h o T U < ^cv^ 

fljaStt. 3 0~4 0%(O«6ffl-C$>!), »*U<tt3 3~ 
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4 0%-Cfc5. 

[0 0 4 71 mi*9«ffi(DPVP)SIS(i, is'^;^ilS3tfi: 
•f-;^^^' ^/^ (X- r a y Photoelectro 
n spectroscopy^ fitTXPS) fiioT 

*:£$ti^, Krt^ffi©xps©aij3S(4, K 

PVPiRS =CiMiXi 

rr-e. c, : mi^mi-ms. (%) 

C2:^;a-!?S^SS (%) 

Ml : PVPWi||t)jSU3.;=:y ^ro^^^fi: (111) 

^F* (4 4 2) 

[0 0 4 8] mc:^mm(o^mmm(D-m'S:. mm^^ 
(3) , *siis#a (4) , ^majfc#^-6si 

~5 0-Cfe5JKflcS:iiii$*5¥l; (5) . &Xf. 
Sr@5£t«A-»tH-t5¥S (3) SrH^LTHHE** 

5015^^ (6) *>P>7i5„ 

[0 0 4 91 ^M^m^i'mA-mm-ti>fcii>\cm^b 

hi^m (3) J::HS$Hfc*« (7) «,»«(!) 

(4) (Cj;t)^S^«:d5*mi-«$H5. $e>lc^§grt 
Kft. SI«aife«»-6Sl~5 0-efc5»[flcSriijS**S 

(5) ;65KI■tP>^^TV^5tDf. ^mti:-^^ ^ ttm^ 

[0 0 5 01 (1) (4, ^^P>tc, (a) -^-T^-nK 

4ril»-r5^fig. (b) ^SrtOjaS^-^Ci^oaS 
$J«^g;. (c) ^rt(D^«i:Sr^S-r*¥g;. 

(d) f^^n%if^^9^n<o%wbmm-i^Wi^^-i' 
xhi>o tit. n.i^^<-y'^m(ommmm<-ritiif>\:: 

[0 0 5 1] -^-f ^ nSfllt^®: (2) I*, (7) 

(3) i±. «Sff^-e<^*«(Oti:B^@;SLT^!)*a<K 
A-«6ffi¥©: (3) ^^(Om&RUfmtii\^i:mB 



<7)*-ffi-ea)5£i-5, •r'fet3*)> c i s , o i s . n i 

s. s 2 p;^'<^' h/KOffiai^a^^b, ^*f*Jiro*i*f 

:i-^<o$immS. (-f^i-l^iS^aS) *>e>**fc«««rv^ 

5t©-Cfc>3. !}<!);^/V*:>'^7Ky -7-/55 (2) 
igTfcSttlcH: (6) S:(cJ:9tt^-e*»5wiA5-c 

0 0/ (C1M1+C2M2) (6) 

[0 0 5 2] mn^^^m^ 1 ~ 5 0 -Cfo*f0t{*«:iii§ 
(5) tt, «f*:SrSS£-r:itAS-^t5¥®T?fe 

i~5 oxhim»^mm^'ti,$^^mm<r>m'gx'h^ 
-65»«Lv\ ^M^m^Lmx-mmi-^^m o) 

HJtLT. Sf)lc[H]te$-a:S#g; (6) 14. ^^'^-o-^ 
[0 0 5 3] 

jgATW«f^^IiiT-ffo;fc. 1 5 c mW^Sg^^KSr 
1 0:*:mia[T:/>S*i?3.-/W?&f^S!U, ^*5^3.->'V/|:: 
'^/^ y b«feJlilSri»3i 1.0c m/i0>{cr 1 5 

^^wiiia^-e-. m\''x±m±m:^^i^mmm^'tito 
mcp^^itm^smmmmm&icmwii^. o. 5%7j< 

tbSIL^TK^^^ TLDHj i:V^5) Sr^S 

^yh (•<-yy;«/--^WN'f A- UJ5:rtttSli) Sr^ 
( r l^mi^WKomum l ©KSr^^JfiSSSa 1,500 

p p moi^mmmmi- h y -^/^ic 2 b wsssufc^. ^ 

[00 541 m^(DSkmi' y 

/^°^'KBi«(4. i5g^jii§B$rflS:2 4o^^icLfcet^i-(i 

eiiciW»fL, 1. o%7^'y/^K:^ h y ^'ASr-^tp^ 

a^ifciKf -Cftl^ U-catil UfcjiiM;? i^^-?^ KSr;£l:1- 
« r t J: t) KfiSa fc U ro^ LT^ 

V p ( Y iH W«ioSllfetBJ 1 roK^^t^d 
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[0 0 5 5] 

(Am oco Engineering Polyme 

r sttSip-i 7 00) 1 8. omt%. ^^yf-zi-^ 

ny (BASF^fcK K9 0. MM^i^i^^mi, 
2 0 0, 0 0 0) 4. 3Sl:%«:x N, N-i^;< '^'/WT 
■fe h7 $ K7 7 . 7mic%lc^/5?L.-C*&-?SSjKi: U 

=/nfP y Ki^®ilfnits^(*2 3. 9ai:%fabofc. 
roKl^rfiJ^e otic^*,, n, N-i?p<^/wT-fe h 

r 5 K 3 0 *!:% i: 7 0 mm%(om-tmmi)^ h^i^p^ 
umttii\c, itep (amst^yX/w 0. Imm- 

0. 2mm-0. 3mm) ;!i»e)6ttb^*^ 0. 9 6 m<D 
a^Tdf ^ yrSriiig^-tirX 7 5t:<7);j<;*»e>*5?iH?^'^ 

lSjrot<^Sg^Sr5 4. 5%. itftSrS 1'CIC3>' ho- 
/WLfc, ilfejiJi. 8 0m/^>{CH;tLfc, rrt?, ilSifi 
tilSrrS^T'^-^yT'Oit^tt, 0. 0 12m/ (m/ 

0 cm. m^^9 4 0 03|s:) (D^tlfS±*/6>?> 8 CCO 

[00 56] (MPK'^KSisu'p V p (D^mimm) 

(^*sp*S3 0 0%, *:^4''L>S|5©IRO-^;iK**S3 0 0 

t^^gI5(Ci3lj-5ffi[<D-&*s^(O|ld50%) gomSrv^ 
^niKfiait*^ (MW^F*30ai£3m/S>) rtJi. h 

[0 0 5 7] m^M\:in\^X-ryf i7u^liitl3 0 kW 
(r^nyyh) -Cl 8^>Wv-r^'ngtflaJ»L.fc, rro^ 
;S-CR8JH-jPrt«3f 'L>SBlc(itt1-5*SO-&;!K^I44 2% 

t)<Ofy^2 1 kW{c{6;T$-arT$e>(c:8^JM-=i"i'^'aSi 
Mlti-5:ifcl-J:!9^zkspi6si%*S8©ie!IK (**) 

[0 0 5 8] sfc. n.^mitma^hmmmTm'i-co 
(2) hi^-t:i^miz4^m<Dm&xmm^ttzo 



(3) Rait*Pl^roiaa?S:7 0±2ttc(Sl^Lfc, 

(4) «-*«<DTIfi5d>P)4m/#©aji(-ri^SS^ 
(SSlO%eilT) i:^M(DTm^h±U^i:mmL 

¥*&-eo. 4m/#(Dajii5sij^$*i-fc„ #e, 
(*«) l!:2. 5Mr a d©y«^Srfi8it1-S 

[0 0 5 9] (tt«MW«^*) tfc^<0«- 
ifettosptg^t t tr ft fc^nfcttS:^ 1-5 

*m (ft^ttlBro**) w«-«)tt«r^ 1 ic^-r, ^Fl^ffi 

HifflLfctr^. 3 2mL/^J-C^5rt*55)-*>0. P 

VP©Sj§^^^ (5) (;it<;AL-C»mL.fc^' yr^:^ 
;^3 2. 5mL/i^km^-Vhi>::kiimhi)^ttl:o 
fto $?>l-> K*i^3.-/HC-C^*, f^5VB12<D 

r*-t*t€Hl 8 5mL/^, 8 3%-Cfcofc, t.1t, \f 
^5 1 2(COV'«Tttl^«IC9 5mL/4>. 4 8%-C 

[0 0 4 4] iHfiiTi^ft-e^Tofco iK't'o^p 

SrLfc^Sm. ^(ll!fe^e^?Kro®3tffiH;0. 0 4£jlTf*) 

©l|gHlitt»Mllg»J:lt'<-C. jla/Mfi*!!«l:A5i£< (liitt 
Mmm43Vn i t/m=) , EoAilft^ 
iffitiSv^rtiJSegPjsii^irJ&ofc (»tt*ffig^6 3mg 

/g) . £ii±{cij6»ffctttBd»e>, roKtt. m*^h<r>m 

^>J5iJ>^i< ^ 2-$^'ni^n:/y :^co:?yT7:^;^tct 

[0 0 6 0] 

[*iS«2] jsmjfffcojj^y f^/nfoy Kysr4l: 
*%, N, N-e;'p<^>'wr-fe hr5 K?Sr7 8M1:%<!: L 

coiifpjt^ci 2 2 . 2fi:i:%-efeofc„ rro^o^** 
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